Homodolichosterone 1, isolated from immature seeds of Dolichos lablab^is one of the new brassinolide-related sterols with plantgrowth promoting activity. We report here the first synthesis of 1, where all carbon atoms in stigmasterol 2 as the starting material were used for the carbon skeleton of 1 and the requisite functional groups for 1 were introduced stepwise into both the steroidal nucleus and the side chain. An NMRstudy using the synthetic sample of 1 revealed the hitherto unknown geometry of the C(24)=C(28) double bond to be (E). An olefinic ketone 3, which was an intermediate in our syntheses of brassinolide2~3) and was prepared from 2 in several steps, was epoxidized with ra-chloroperbenzoic acid to give a diastereoisomeric mixture of epoxides 4, mp 132~133°C, in a 3:2 ratio and in an 85,4% yield, based on the recovery (ll.6%) of 3, along with a small amount of an unidentified compound. Epoxide ring opening of 4 with a phenylselenyl anion prepared from diphenyl diselenide and sodium borohydride4) yielded a crude mixture containing 5.
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